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(S) Inhibition of re-absorption of migrating dyes in the wash liquor. 



(57) A process for inhibiting the re-absorption of migrating dyes in the wash liquor comprises introducing 
into a wash liquor containing a peroxide-containing detergent, from 0.5 to 150 mg, per litre of wash 
liquor, of one or more manganese compounds having the formula (1), (2), (3), (4), (5), (6) or (7) as defined 
in the specification. The manganese compounds do not exhaust at all on to cotton, polyamide or 
polyester fibres so that the compounds cannot lead to fibre discolouration problems. 
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^ The present invention reiates to a process for inhibiting th re-absorption of migrating dyes in the wash 
catalyis Tr ^ C ° mP ° UndS ' « * detects as 

menlth^rcC™ 

Moreover, these manganes , oSw .T.T^,? 68 ?" 19 effeCt °" dM ° r dyes in the wash bath - 
that the comp.exes ca^eaT^ * ^ * ^ SO 

the iSK^CS^ the r bsorption of miaratina in 

to 150, preferably from 1.5 to 75 ,ZZ ^SJST T° perox,de - contai nin9 detect, from 0.5 
having the formula^), (2), (3^ W.^T (6) ^) 9 ' Per " tre ^ W3Sh " qiJO,; ° f ° ne ormoreoompounds 
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or 



N N 

/ \ 
.CH CH 



'Mir" 
(A)m 



•FU (5) 



(6) 



25 M0 3 S 



OH 

30 

in which R 1p R 2f R 3 and R4 are the same or different and each is hydrogen or optionally substituted alkyi, cy- 
cloalkyl or aryl; R5 is hydrogen, alky! or S0 3 M; Rq and R 7 are the same or different and each is NH-CO-NH 2? 
a group of formula 

35 

,SQ 3 M 



-or 



ao or a group of formula 




45 

Y is optionally substituted alkylene or cyclohexylene; X is OH, NH 2 , optionally substituted aryl or optionally 
substituted alkyi; n is 0, 1, 2 or 3; M is hydrogen, an alkali metal atom, ammonium or a cation formed from an 
amine; m is 0 or 1; and A is an anion. 

When one or more of R 1f R 2 * R3 , R4, R5 and X are optionally substituted alkyi, preferred alkyi groups are 
so Ci-Ce-, especially C r C 4 -alkyl groups. The alkyi groups may be branched or unbranched and may be optionally 
substituted, e.g. by halogen such as fluorine, chlorine or bromine, by Cj-C^alkoxy such as methoxy or ethoxy, 
by phenyl or carboxyl, by Ci-C^alkoxycarbonyl such as acetyl, or by a mono- or di-alkylated amino group. 

When one or more of R 1f R 2 , R 3 , R4 and R 5 are cycloalkyl, this may also be substituted, e.g. by C r C 4 -alkyl 
or (VC^alkoxy. 

55 When one or more of R 1f R 2 , R 3 , R4, R 5 and X are optionally substituted aryl, they are preferably a phenyl 

or naphthyl group which may be substituted by C^C^alkyl, e.g. by methyl, ethyl, propyl, isopropyl, butyl, iso- 
butyl, sec-butyl or tert- butyl, by Ci-C^alkoxy such as methoxy, ethoxy, propoxy, isopropoxy, butoxy, isobu- 
toxy, sec.-butoxy or tert-butoxy, by halogen such as fluorine, chlorine or bromine, by (VCValkanoylamino, 
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55 



8UCh ™.^ a ?J n ^'■ pro P ion >'™'"° " btitytylamltto, by nltro. sulpho or by dialMated „,,„„ 
NH^CH^- bridge. interrupted by oxygen or, especially, by nitrogen, in particular the -(CH 2 ) 3 - 

5 es^^%^^^ methoxy, BF 4 , PP 6 , carboxy.ate, 

to the oxygen atom. " reieraD 'y P re ^"t ,n each benzene ring, especially in para position 

10 In , relation to the compounds of formula (2), preferably R 2 is hydrogen and X is OH 

Strep Is mp.,a position to the „^°S„ n ^ ES ^ aa ' lyprefemd ^^"™'to8einwWch.heSO,M 

» --p^v.^ - — . «. - . 

As to the compounds of formula (5) oreferab^/ R i« h^ r ^ respective oxygen atom, 

and is preferably in p-position JE^SSSE^ atom Y is CH ST'c^ J?T ^ * 8 ° bN " 
ide. acetate, hydroxy, methoxy or PF 6 anion ° Xy£,en at ° m ' Yls - CH 2CH 2 -orcyclohexyleneandAisachlor- 

20 p C ° mPOUndS ° f f0rmU ' a <6) ' Preferab ' y * a " d R ' « • preferred anion, when 

In each of the compounds of formula m to m w i* nraformH *u 

cyano or nitro. 55 bucn as ^rw-alkyl, C^C^alkoxy, halogen, 

furth^asTeToHhe 6 ^Zt^T^Z^T, \ * ™ ""* «*• — a 

-ogous to those disposed in US PiS^SSK^S^S^ * ^ ™* 
The present invention also provides a detergent composition compSg 
» S SS P r £ 5 " 7 ° % ° f A) a " anfoni ° Surfactant B) a nonionic surfactant 

than^etXo-Twtt T^JZ£?" m * **" ^*<*> not more 

scribed, e.g.. in Ib-A-^IosST suspense of a builder in a non-ionic surfactant, as de- 

PreferaUy. the detergent is in powder or granulate foim 

aguettr^^ * ««* * — powder by sp.y-drying an 

components D) and E) 2 S^S^toT?* T I" C ° mp ° nents D > and E )= *en adding the 
may be added to an U^C^^^^^^"* ^"T*' "? C ° mP ° nent E> 
prior to dry-blending component D) into the mbttu«TTSii #vJ2 X V spra y- dr y' n 9 the slurry 

is only partly present in an aqueous sfurr! PrOCeSS • com P° nent B ) '« not present, or 

i"tocom P onentB).wh^isthen^ 3nd C): E > is incorporated 

ed into the mixture. spray-dned base powder; and finally component D) is dry-blend- 

^SSSZ"**" A> ^ * **■ * SU, > hate ' "**"««. « carboxylate surfactant, or a 

or ^Z^j£S^^^'^2^r 1 f ° rmU,a R - CO < R1 ) C H 2 COOMi in which R is alky, 

The anionics ^j 08 '' * * C '' C < a,k *» and M ' is a "«"i m taL 

alcohol having 3-8 mo£3 TyKxIde P 2 mole 9 "' e " 8ate * ethy1e " e ^ ** 8 P"' mar V 
The buiid r component C) may b an alkali metal phosphate, especiaHy a ^polyphosphate; a carbonate 
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or bicarbonate, especially the sodium salts thereof; a silicate; an aluminosilicate; a polycarboxylate; a poly- 
carboxylic acid; an organic phosphonate; or an aminoalkylene poly (alkylene phosphonate); or a mixture of 
these. 

Preferred silicates are crystalline layered sodium silicates of the formula NaHSi m 0 2m+1 .pH 2 0 or Na 2 Si m 
5 0 2n ^ 1 .pH 2 0 in which m is a number from 1 .9 to 4 and p is 0 to 20. 

Preferred aluminosilicates are the commercially-available synthetic materials designated as Zeolites A, B, 
X, and HS, or mixtures of these. Zeolite A is preferred. 

Preferred polycarboxylates include hydroxypolycarboxylates, in particular citrates, polyacrylates and their 
copolymers with maleic anhydride. 
10 Preferred polycarboxyiic acids include nitrilotriacetic acid and ethylene diamine tetra-acetic acid. 

Preferred organic phosphonates or aminoalkylene poly (alkylene phosphonates) are alkali metal ethane 
1 -hydroxy diphosphonates, nitrilo trimethylene phosphonates, ethylene diamine tetra methylene phosphon- 
ates and diethylene triamine penta methylene phosphonates. 

The peroxide component D) may be any organic or inorganic peroxide compound, described in the litera- 
ls ture or available on the market, which bleaches textiles at conventional washing temperatures, e.g. tempera- 
tures in the range of from 10°C. to 90°C. In particular, the organic peroxides are, for example, monoperoxides 
or polyperoxides having alkyl chains of at least 3, preferably 6 to 20, carbon atoms; in particular diperoxydi- 
carboxylates having 6 to 12 C atoms, such as diperoxyperazelates, diperoxypersebacates, diperoxyphthalates 
and/or diperoxydodecanedioates, especially their corresponding free acids, are of interest. It is preferred, how- 
20 ever, to employ very active inorganic peroxides, such as persulphate, perborate and/or percarbonate. It is, of 
course, also possible to employ mixtures of organic and/or inorganic peroxides. 

The addition of the peroxides to the detergent is effected, in particular, by mixing the components, for ex- 
ample by means of screw-metering systems and/or fluid ized bed mixers. 

The detergents may contain, in addition to the combination according to the invention, one or more of flu- 
25 orescent whitening agents, such as a bis-triazinylamino-stilbene-disulphonic acid, a bis-triazolyl-stilbene-dis- 
ulphonic acid, a bis-styryl-biphenyl, a bis-benzofuranylbiphenyl, a bis-benzoxalyl derivative, a bis-benzimida- 
zolyl derivative, a cou marine derivative or a pyrazoline derivative; soil suspending agents, for example sodium 
car boxy met hylcellu lose; salts for adjusting the pH, for example alkali or alkaline earth metal silicates; foam 
regulators, for example soap; salts for adjusting the spray drying and granulating properties, for example so- 
30 dium sulphate; perfumes; and also, if appropriate, antistatic and softening agents; such as smectite clays; en- 
zymes, such as amylases; photobleaching agents; pigments; and/or shading agents. These constituents 
should, of course, be stable to the bleaching system employed. 

A particularly preferred detergent co-additive is a polymer known to be useful in preventing the transfer 
of labile dyes between fabrics during the washing cycle. Preferred examples of such polymers are polyvinyl 
35 pyrrolidones, optionally modified by the inclusion of an anionic or cationic substituent, especially those having 
a molecular weight in the range from 5000 to 60,000, in particular from 10,00 to 50,000. Preferably, such poly- 
mer is used in an amount ranging from 0.05 to 5%, preferably 0.2-1.7% by weight, based on the weight of the 
detergent. 

The following Examples serve to illustrate the invention; parts and percentages are by weight, unless 
40 otherwise stated. 

Example 1 

60g of ethylenediamine are dropped into a solution of 277g of saiicylaldehyde in 500ml of ethanol over 1 
45 hour at 60°C. Stirring is continued at 60°C. for a further 2 hours and the precipitate so formed is filtered off. 
There are obtained 260g of a yellow compound having the formula: 

CHo — CHo 

OC X) (101) 

OH HO 

55 corresponding to a yield of 97% of theory. 

To 13.4g of the compound of formula (101) dissolved in 1000ml of ethanol there are added 12.25g of man- 
ganese-(ll)-acetate.4H 2 0. The dark brown solution so produced is stirred at 75°C. for 3 hours and then evapo- 
rated to dryness. The residue is dissolved in 1250 ml of water, filtered and the filtrate is treated with 58g of 

5 
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NaCI. The precipitated dark brown product is f ilterpri off an n h,- m ■ 

compound having the formula: d dned m VaCuum - There are stained 12.60 of the 



10 



CrV-CH 2 

I 

CI 



(102) 



corresponding to a yield of 64% of theory 
* cJ^SEZZ*" C ° mP0Und ™" the (102) and having the empirical formula C 16 H 14 



20 



Req.% 


C 49.11; 


H 4.60; 


N 7.16; 


CI 9.06; 


H 2 0 8.84; 


Mn 14.0. 


Found % 


C 49.4; 


H4.6; 


N7.1; 


CI 8.9; 


H 2 Q 8.82; 


Mn 13.9. 



Example 2 



are 
com- 



Examples 3 to 12 
30 Using the procedure described in Example 1 . the following 



compounds of formula (5A) are prepared: 



35 



40 



(5A) 



Mn' 

I 

A 



Example 3 (compound 103): 

« Ri is H; Rs is H; Y is -CHjCH^; and A is CH 3 COO 

h ana,ySiS ° f the having the formula 



Ci8H 17 MnN 2 0 4 gives: 



(103) and having the empirical formula 



50 



Req.% 


C 56.8; 


H4.5; 


N7.4; 


Mn 14.5. 


Found % 


C 56.7; 


H4.6; 


N7.3; 


Mn 14.6. 



Example 4 (compound 104): 
55 Ri is H; Rg is H; Y is -CH 2 CH 2 -; and A is PF a 

cJ^ZoT^O&er^ ^ ^ f ° mUla (104 > ™* *** ^ empirical form ula 



6 
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R q.% 


C38.1; 


H3.6; 


N5.6; 


H 2 0 7.6; 


Mn 10.9. 


Found % 


C 38.5; 


H3.5; 


N5.7; 


H 2 0 7.6; 


Mn 11.0. 



5 

Example 5 (compound 105): 

is H; R5 is H; Y is 1 ,2-cyclohexylene; and A is CH 3 COO. 

Elemental analysis of the compound having the formula (105) and having the empirical formula 
10 C22H23MnN 2 04.1 .9H 2 0 gives: 



Req.% 


C 56.4; 


H5.8; 


N6.0; 


H 2 0 7.3; 


Mn11.7. 


Found % 


C 56.2; 


H5.8; 


N 5.9; 


H 2 0 7.3; 


Mn 11.5. 



15 

Example 6 (compound 106): 

Ri is CH 3 ; R 5 is H; Y is -CH 2 CH 2 -; and A is CI. 
20 Elemental analysis of the compound having the formula (106) and having the empirical formula C 18 H 18 

ClMnN 2 0 4 gives: 



Req.% 


C 56.2; 


H4.7; 


N 7.3; 


Mn 17.3. 


Found % 


C 56.3; 


H4.6; 


N 7.1; 


Mn 17.1. 



Example 7 (compound 107): 

R, is CH 3 ; R 5 is CH 3 ; Y is -CH 2 CH 2 -; and A is CI. 

Elemental analysis of the compound having the formula (107) and having the empirical formula C^H^ 
CIMnN 2 0 2 .4.25 H 2 O.0.33 NaCI gives: 



Req.% 


C49.1; 


H 5.8; 


N 5.72; 


CI 9.65; 


Mn 11.23. 


Found % 


C49.1; 


H 5.9; 


N 5.6; 


CI 9.8; 


Mn 10.8. 



Example 8 (compound 108): 

40 R-, is H; R5 is S0 3 Na; Y is -CH 2 CH 2 -; and A is CI. 

Elemental analysis of the compound having the formula (108) and having the empirical formula C 16 H 12 
CIMnN 2 Na 2 0 8 S 2 . 3H 2 G. 1.2NaCI gives: 



45 



Req.% 


C 28.0; 


H2.6; 


N4.1; 


Mn 8.0; 


S9.3. 


Found % 


C 28.0; 


H2.6; 


N4.1; 


Mn 7.8; 


S9.1. 



Example 9 (compound 109): 

50 

Ri is H; R5 is S0 3 Na; Y is -CH 2 CH 2 -; and A is OH. 

Elemental analysis of the compound having the formula (109) and having the empirical formula 
C 16 H 13 MnN 2 Na 2 0 9 S 2 . 2.0H 2 O gives: 



55 



Req.% 


C34.2; 


H 3.03; 


N5.0; 


Mn 9.8. 


Found % 


C34.2; 


H 3.3; 


N5.6; 


Mn 9.3. 



7 
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Example 10 (compound 110): 



R, is H; Rg is S0 3 Na; Y is -CH 2 CH 2 -; and A is OCH 3 

cJESSLSSZl " comp< " ,nd tevl " 9 ,he < ,1 °> m ■» 



Req.% 


C34.0; 


H2.7; 


N5.0; 


Mn 9.9; 


S 11.5. 


Found % 


C34.8; 


H3.3; 


N5.0; 


Mn 10.1; 


S 11.2. 



Example 11 (compound 111): 

Ri is H; R 5 is SO s Na; Y is 1 ,2-cyclohexylene; and A is CH 3 COO 



Req.% 


C 39.6; 


H3.6; 


N4.2; 


Mn 8.2; 


S9.6. 


Found % 


C 39.6; 


H4.2; 


N4.9; 


Mn 8.7; 


S9.6. 



Example 12 (compound 112): 

Ri is H; Rg is S0 3 Na; Y is 1 ,2-cyclohexylene; and A is CI 



Req.% 


C 32.2; 


H 3.1; 


N3.8; 


Mn 7.4. 


Found % 


C 32.2; 


H 3.1; 


N 3.8; 


Mn 7.2. 



Example 13 

Using the procedure described in Example 1, the following compound of formula (113) is 



prepared: 




55 



Req.% 


C 44.6; 


H3.4; 


N3.7; 


Mn 7.3; 


S8.5. 


Found % 


C 44.6; 


H4.3; 


N 3.8; 


Mn 7.9; 


S8.7. 



8 
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Example 14 

Using the procedure described in Example 1, the following compound of formula (114) is prepared: 



10 



XX 



N — NH 



15 



-MrT 




20 



Elemental analysis of the compound having the formula (114) and having the empirical formula 
C26H2oMnN 4 Na208S2. 3.45H 2 0 gives: 



25 



Req.% 


C 42.0; 


H 3.65; 


N 7.5; 


Mn 7.4; 


S 8.6. 


Found % 


C 42.0; 


H4.6; 


N 7.4; 


Mn 7.4; 


S 8.6. 



30 



Example 15 

Using the procedure described in Example 1. the following compound of formula (115) is prepared: 



35 



N — NH^ 



O 
ii 

C NH 2 



a 



// 

CH 



4Q 




(115) 



45 



50 



I CH 

0 N '' 

1 ^NH-C NH2 

0 = C CH 3 || 

O 

Elemental analysis of the compound having the formula (115) and having the empirical formula 
C 18 H 19 MnN 8 0 8 . 2.2H 2 0 gives: 



Req.% 


C 46.7; 


H 3.9; 


N 20.7; 


Mn 13.3. 


Found % 


C 45.9; 


H4.1; 


N 19.5; 


Mn 13.3. 



55 



Example 16 



Using the procedure described in Example 1, the following compound of formula (116) is prepared: 
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NaQ 3 S 



10 



15 



25 



30 



35 



40 



45 



O-Mn 



(116) 



'OH 

s M nm™T2SW%T e C ° mPOUnd f ° rmU,a (116 > and ^ «he e.pidca. fon™,a C 7 K 



Req.% 


C 23.7; 


H2.8; 


N4.0; 


Mn 15.7; 


S9.1. 


Found % 


C 23.7; 


H3.2; 


N 3.8; 


Mn 14.9. 





Examples 17 and 18 



and -aZ^n 0 ^ <™ * ^ — ** P«— 

20 using a test dye, as follows bem9 Md Which are therel * floured, is evaluated 

The fCowing con^ercia. brown dyestuff is tested at a concentration of 10 mg per ,itre of wasn Nouor 




NH- 




6 % Sodium alkylbenzenesulfonate (©Marlon A375)- 
Ethoxylated C 14 -C 15 fatty alcohol (7 moles EO)*' 
Sodium soap; 
Zeolite A; 

Sodium carbonate; 
Sodium metasilicate (5.H 2 0); 
43.5 % Sodium sulphate 

hydrate, andtaof y% (seaTabte 1 iS^a^T^* % |ses TaWe 1 below > * Parborate mono- 



5% 
3% 
30% 
7.5 % 
5% 



50 



CH^-CI-U 
NaSO 1 1 

ytCH=N N=CH _ S0 3 Na 

^^Mrr 



(117) 



55 
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Table 1 





Example 


Perborate 


_ i /AM T \ 

Compound (117) 


Bath Appearance 


5 




x% 


y% 






Control 


0 


0 


dark brown 




Control 


2 


0 


dark brown 


10 


Control 


14 


0 


dark brown 




Control 


0 


0.2 


dark brown 




Control 


0 


0.5 


slight fade 


15 


17 


2 


0.2 


high fade 




18 


2 


0.5 


very high fade 



The ratings are the same after the treatments at each of the four tested temperatures. They show that 
the combination of perborate and compound (117) causes a significant decomposition of the test dyestuff in 
the bath. Accordingly, in corresponding washing baths, very little undesired colouration can occur of textiles 
which are present in the bath, especially with the lower dye bath concentrations used in practice. 

As is evident from Table 1, this effect cannot be obtained in the absence of compound (117) using con- 
centrations of perborate, e.g., 14% by weight, conventionally used in detergents. 

Similar results are obtained when the compound of formula (117) is replaced by a compound having one 
of the formulae (102) to (116). 



Examples 19 and 20 



30 The procedure described in Examples 17 and 18 is repeated except that bleached cotton fabric, in an 

amount of 50g. per litre of wash bath, is also added. 

After the wash treatment, over 20 minutes at 30°C, the fabric pieces are rinsed, dried and quickly ironed 
and their brightness Y is determined using an ICS SF 500 Spectrophotometer. 

The difference between the fabric washed without the addition of a dye, and the fabric washed with the 
35 addition of the brown dye used in Examples 17 and 18, viz. "AY without bleach system" serves as a control 
rating for the discolouration. 

The effectivity of a bleaching system is determined from the equation: 

Effectivity in % = — withoutbleach - AY with bleach 

AY without bleach 

40 The results obtained are set out in Table 2: 



-x100 



Table 2 



45 



50 



Example 


Perborate 


Compound (117) 


Effectivity 




x% 


y% 




Control 


0 


0 


0% 


Control 


2 


0 


8% 


19 


2 


0.2 


71% 


20 


2 


0.5 


76% 



Similar results are obtained when the compound of formula (117) is replaced by a compound having one 
55 of the formulae (1 02) to (1 1 6). 

Likewise, similar results ar obtained when Exampl 19 is repeated except that the brown dyestuff of for- 
mula: 



11 
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P U OH O 

P-N I N^X- N = N _ 0 __»_ NH _^ 
«U TI OH 



S0 3 H 



is replaced by one of the following dyestuffs: 



N = N C — C 

A P 

HO N 
I 

H 



15 HOsSOCH^HaO^ -£y~ N = N 

H0 3 S 



20 or 



NH 2 OH _ 

S SO a H CONHCH2CH2SO2CH2CH2OSO3H 




25 



30 



35 



40 



45 



50 




OH 



55 



Examples 21 and 22 

The procedure described in Examples 19 and 20 is repeated 
perborate. 

The results obtained are set out in the following Table 3: 

Table 3 



except that percarbonate is used instead of 



Example 


Percarbonate 


Compound (117) 


Effectivity 




x% 


y% 


Control 


0 


0 


0% 


Control 


2 


0 


31% 


21 


2 


0.2 


61% 


22 


2 


0.5 


72% 



of thef^e^TlT Whe " ^ C ° mP0Und ° f f0rmU ' a iS reP ' aCed * 



a compound having one 



Example 23 



The procedure described in Examples 19 and 20 is reoeated nt ^ 
z% (see Table 4) of poiyvinyl pyrrolidone (PVP) as ^S^^^^^ ' " ^ added to the bath 
about 40,000, based on the weight of the detergent. 9 3Verage mo,ecu,ar weight of 

The results are set out in the following Table 4: 



12 
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Table 4 



Example 


Perborate 


Compound (117) 


PVP 


Effectivity 




x% 


y% 


z% 




Control 


0 


0 


0 


0% 


Control 


2 


0 


0 


8% 


23 


2 


0.2 


0.5 


78% 



Similar results are obtained when the compound of formula (117) is replaced by a compound having one 
of the formulae (102) to (116). 

Example 24 

The procedure described in Examples 21 and 22 is repeated except that there is also added to the bath 
z% (see Table 5) of polyvinyl pyrrolidone (PVP), as ®Sokalan HP53, having an average molecular weight of 
about 40,000, based on the weight of the detergent. 

The results are set out in the following Table 5: 



Table 5 



Example 


Percarbonate 


Compound (117) 


PVP 


Effectivity 




x% 


y% 


z% 




Control 


0 


0 


0 


0% 


Control 


2 


0 


0 


31% 


24 


2 


0.2 


0.5 


74% 



Similar results are obtained when the compound of formula (117) is replaced by a compound having one 
of the formulae (102) to (116). 

Example 25 

25g. of bleached cotton fabric are washed for 15 minutes in 200ml. of a bath containing 
1.5g. of a detergent having the following composition (ECE standard washing powder): 
8.0% Sodium (C 115 )alkylbenzenesulphonate; 

2.9% Tallow-alcohol-tetradecane-ethyleneglycolether (14 moles EO); 

3.5% Sodium soap; 

43.8% Sodium triphosphate; 

7.5% Sodium silicate; 

1.9% Magnesium silicate; 

1 .2% Carboxymethylcellulose; 

0.2% EDTA; 

21 .2% Sodium sulphate; and 

9.8% Water. 

After rinsing and drying, the fabric is ironed and evaluated spectrophotometrically using an ICS SF 500 
Spectrophotometer. 

Washing trials at 30°, 60° and 90°C. indicated, in each case, that the resulting spectra are identical in the 
visible range, viz. between 400 and 700nm, irr spective of whether the trials are conducted with th abov 
detergent tel quel, or with the addition of 0.2% by weight of compound (117). 

This confirms the visual findings, i.e. that compound does not exhaust on to, and thus cannot impair the 
appearance of cotton articles. 

The same trials are repeated but using polyamide (Lilion)-tricot or polyester fabric instead of cotton. Again, 
with these textile types, ther is no undesired discolouration of the washed articles by compound (117) itself. 
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Claims 
1. 



one or more compounds having the formula (1), (2U3)"(4) (5) (6) or 6 ° f WaSh ' iqU ° r ' ° f 



R, Y 
I / \ 
X=N N=C 



-(S0 3 M) n (1) 




14 



10 



25 



30 



35 



40 



45 
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B, R, 
C=N-Y-N=C. 



Mr- H X^" R5 (5> 

-Mn"° 



R 6 y m 

15 / \ 

CH CH 



(6) 



'MnT 
I 

20 (A)m 



or 



M0 3 S 



(7) 



OH 

in which R,, R 2 , R3 and R4 are the same or different and each is hydrogen or optionally substituted alky), 
cycloalkyl or aryl; Rs is hydrogen, alkyl or S0 3 M; R« and R 7 are the same or different and each is NH- 
CO-NH2, a group of formula 



SO3M 



or a group of formula 



-Of 



-NH-<Q ; 



Y is optionally substituted alkylene or cyclohexylene; X is OH, NH 2 , optionally substituted aryl or optionally 
substituted alkyl; n is 0, 1 , 2 or 3; M is hydrogen, an alkali metal atom, ammonium or a cation formed from 
an amine; m is 0 or 1 ; and A is an anion. 

50 

2. A process according to claim 1 in which from 1.5 to 75 mg. per litre of wash liquor of one or more com- 
pounds having the formula (1), (2), (3), (4), (5), (6) or (7) is introduced into the wash liquor. 

3. A process according to claim 2 in which from 7.5 to 40 mg. p r litr of wash liquor of one or rgore com- 
55 pounds having the formula (1), (2), (3), (4), (5), (6) or (7) is introduced into the wash liquor. 

4. A pr cess according to any f claims 1 to 3 in which a compound of formula (1) is used in which R, is 
hydrogen, Y is -CH2-CH2- , M is sodium and n is 2. 
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5 ' iKTSSST any " dalms 1 10 3 »^ - -p— - „ * used ,„ ^ Rs „ 

acetate, hydroxy, methoxy or PF 6 anion. CH 2 CH 2 - or cyclohexylene and A is a chloride, 

9. A process according to claim 8 in which R, is in para position with respect to the oxygen atom 

15 10 - tzz rrrArrir a — ~ « - - - — * « 

11. A detergent composition comprising- 

l™«%*:2£ surfactam and,or b> a nonionic 

iii) 0.1-30% of D) a peroxide; and 

iv) 0.005-20/0 of E) a compound of formula (1), (2), (3), (4), (5), (6) or (7) as defined in claim 1. 

12. A composition according to claim 11 comprising- 

surfactant and/or B) a nonionic surfactant; 

iii) 1-12% of D) a peroxide; and 

iv) 0.02-1% of E) a compound of formula (1), (2), (3), (4), (5), (6) or (7) as defined in claim 1. 
30 1 3. A composition according to claim 12 comprising- 

ozsl o^ait sur,actant and,or b) a nonionic surfactant; 

iii) 1-12% of D) a peroxide; and 

iv) 0.1-0.5% of E) a compound of formula (1), (2), (3 ), (4), (5), (6) or (7) as defined in claim 1 
16. A composition .ocortlng to claim 15 comprise 0.2-1.7% of the poly™,. 

45 

18. Acompooitiottaccortino „ „ „ 17l) whlch „ h ^^^^^ 

20. Aoompoatloo .ocotottto to daim ,0 ,„ »„o h ma „. tewn , „ „ „ quid ^ M M% ^ 

STIC " ' " da '™ < ' Cte ' m " "» - - «- — 

„, „ and « a„a S=^^^5^i«ff2S: 
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23. A process for the production of a detergent as claimed in claim 18 in which the component E) is added 
to the slurry containing components A), B) and C), which slurry is then spray-dried before component D) 
is dry-blended into the mixture. 

24. A process for the production of a detergent as claimed in claim 18 in which component B) is not present, 
or is only partly present in a slurry containing components A) and C); the component E) is incorporated 
into component B), which is then added to the spray-dried base powder;and finally component D) is dry- 
blended into the mixture. 

25. A compound having the formula (2), (3), (4), (5), (6) or (7): 
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+ 



NN 

CH N CH 



o~Z'X> 



10 



(A)m 



or 



(6) 



15 



MO3S 

20 N OH 



25 



30 



35 



40 



45 



50 



55 



CO-NH2. a group of formula * * 7 3re the same or differen ' and each is NH- 



-Of 



SO3M 



or a group of formula 



is 0 or 1; and A is an anion. ' ammon,um « a formed from an amine; m 
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